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(54) Water resistant composition, coating agent, and recording material 



(57) Provided are a water resistant composition 
comprising a uniform mixture of (A) at least one of mod- 
ified polyvinyl alcohol containing from 1 to 20 mol% of 
cc-olefin units with not more than 4 carbon atoms, mod- 
ified polyvinyhalcohol containing from 0.01 to 1 mol% of 
silyl groups, and modified polyvinyl alcohol containing 
from 1 to 20 mol% of ct-olefin units with not more than 



4 carbon atoms and from 0.01 to 1 mol% of silyl groups 
and (B) an organotitanium compound having a chelating 
ligand, wherein the blend ratio of the component (A) to 
the component (B), (A)/(B) falls between 99.99/0.01 and 
60/40 by weight; a coating agent comprising the com- 
position; a thermal recording material having a coat lay- 
er of the composition; and an ink-jet recording material 
having an ink-absorbing layer of the composition. 
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EP 1 080 940 A2 

Description 

BACKGROUND OF THE INVENTION 
5 Field of the Invention: 

[0001] The present invention relates to a highly water resistant composition that comprises a specific modified pol- 
yvinyl alcohol and an organotitanium compound having a chelating ligand, and to a coating agent and a recording 
material such as a thermal recording material, an ink-jet recording material, etc. 

10 

Description of the Related Art: 

[0002] Heretofore, a polyvinyl alcohol (hereinafter referred to as PVA) is widely used for various binders, adhesives 
and surface-treating agents. It is known that PVA has excellent properties of film formability and mechanical strength 

15 and is far better than any other water-soluble resins. However, as being soluble in water, PVA is problematic in that its 
water resistance, especially when dried at low temperatures is poor. To solve the problem, various methods have 
heretofore been investigated. For example, one method known in the art comprises crosslinking PVA with any of gfyoxal, 
glutaraldehyde, dialdehyde starch, water-soluble epoxy compounds, methylol compounds, etc. However, the method 
requires high-temperature long-time heat treatment at 100°C or higher, often at 120°C or higher, to ensure PVA of 

20 satisfactory water resistance. For obtaining PVA which could be still water resistant even when dried at low tempera- 
tures, known is a method of processing PVA under a strong acidic condition, for example, at pH of not higher than 2. 
However, PVA obtained in the method is problematic in that the viscosity of its aqueous solution is unstable and the 
solution often gels while handled, and that its water resistance is unsatisfactory. Another problem with the method is 
that PVA processed under such a severe condition is discolored and the appearance of its film is poor. Further known 

25 are a method of crosslinking a carboxyl group-having PVA with a polyamidoepichlorohydrin resin; and a method of 
crosslinking an acetoacetyl group-having PVA with a polyaldehyde compound such as glyoxal or the like. However, 
these still have some problems. The former requires a large amount of a polyamidoepichlorohydrin resin for ensuring 
PVA of satisfactory water resistance. In the latter, PVA produced could have good water resistance, but the viscosity 
of its aqueous solution is extremely unstable. In addition, using such a polyamidoepichlorohydrin resin and a polyal- 

30 dehyde is unfavorable for safety. 

[0003] Still another method is known for obtaining water resistant PVA, which comprises adding a titanium lactate 
to an aqueous composition containing PVA (see Japanese Patent Laid-Open No. 94768/1 974). However, this also has 
some problems. Concretely, when the PVA composition is shaped into sheets, or is applied onto substrates to form 
PVA-coated sheets, and when the sheets are processed at relatively low temperatures around room temperature, the 

35 thus-processed sheets are degraded in boiling water, as so demonstrated in Comparative Example 1 given herein under. 
This means that the water resistance of PVA processed according to the method is not satisfactory. In addition, the 
viscosity of an aqueous solution of the titanium lactate-containing PVA is unstable at low temperatures. 
[0004] Also known is adding a filler such as titanium oxide or the like to a thermal recording material that comprises 
a modified PVA having an ethylene unit content of from 3 to 15 mol% with alkali metal ions being added thereto (see 

40 Japanese Patent Laid-Open No. 24016/1997). However, even though containing titanium oxide added thereto, the 
water resistance of the PVA film is still extremely poor, as so demonstrated in Comparative Example 4 given herei- 
nunder. 

[0005] Also known is an adhesive that comprises a modified PVA having an ethylene unit content of from 1 to 24 
mol% with an inorganic filler such as titanium sulfate or the like being added thereto (see Japanese Patent Laid-Open 
45 No. 283682/1996). However, even though containing titanium sulfate added thereto, the water resistance of the PVA 
adhesive is still extremely poor, as so demonstrated in Comparative Example 5 given herein under. 

SUMMARY OF THE INVENTION 

so [0006] One aim of the present invention is to provide a water resistant composition, of which the film formed by itself 
or the coat layer formed on a substrate is highly resistant not only to cold water but also to warm water and hot water, 
even after dried or heat-treated at relatively low temperatures not higher than 70°C, especially falling between room 
temperature and 50°C, or even at around room temperature, and which is free from problems of viscosity stability and 
safety. 

55 [0007] Another aim of the invention is to provide a coating agent that comprises the composition. 

[0008] Still another aim is to provide a thermal recording material having a coat layer of the composition. 

[0009] Still another aim is to provide a recording material having an ink-absorbing layer of the composition, especially 

an ink-jet recording material having it, and also to provide such a recording material especially an ink-jet recording 
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material in which the absorbent layer is a coat layer of the composition. 

[0010] The aims of the invention are attained by providing a water resistant composition comprising (A) at least one 
PVA selected from modified PVA containing from 1 to 20 mol% of ct-olefin units with not more than 4 carbon atoms, 
modified PVA containing from 0.01 to 1 mol% of silyl groups, and modified PVA containing from 1 to 20 mol% of a- 
5 olefin units with not more than 4 carbon atoms and from 0.01 to 1 mol% of silyl groups, and (B) an organotitanium 
compound having a chelating ligand, wherein the blend ratio of the component (A) to the component (B), (Ay(B) falls 
between 99.99/0.01 and 60/40 by weight. 

DETAILED DESCRIPTION OF THE PREFERRED EMBODIMENTS 

[0011] Modified PVA (A) containing from 1 to 20 mol% of a-olefin units to be in the water resistant composition of 
the invention is obtained by hydrolyzing an ct-olefin-vinyl ester copolymer prepared through polymerization of a vinyl 
ester monomer in the presence of an a-olefin (for example, in the presence of its gas such as ethylene, propylene or 
the like which is gaseous under normal pressure). The vinyl ester monomer includes, for example, vinyl formate, vinyl 

15 acetate, vinyl propionate, vinyl valerate, vinyl caproate, vinyl laurate, vinyl stearate, vinyl benzoate, vinyl pivalate, vinyl 
versatate, etc. In general, preferred is vinyl acetate. To polymerize such a vinyl ester monomer, employable herein is 
any known method of solution polymerization, bulk polymerization, suspension polymerization, emulsion polymeriza- 
tion, etc. Generally employed is solution polymerization, for which the solvent is an alcohol such as methanol, etc. The 
polymerization temperature is not specifically defined, but may fall generally between 0°C and 150°C. To hydrolyze 

20 the resulting vinyl ester polymer, employable herein is any known method. In general, the vinyl ester polymer is hydro- 
lyzed in an alcohol solvent (optionally containing a small amount of water) in the presence of a sodium alcoholate or 
an alkali such as sodium hydroxide, potassium hydroxide, etc. 

[0012] The modified PVA (A) may also be a modified PVA having a group such as mercapto group or carboxyl group 
at the terminal of PVA, which is obtained by copolymerizing an a-olefin and a vinyl ester monomer in the presence of 
25 a thiol compound such as thiolacetic acid, mercaptopropionic acid, an alkylmercaptan with not more than 18 carbon 
atoms or the like, followed by hydrolyzing the resulting copolymer. 

[0013] In the modified PVA (A), it is important that the content of a-olefin units with not more than 4 carbon atoms 
falls between 1 and 20 mol%, but preferably between 1 .5 and 18 mol%, more preferably between 2 and 15 mol%, most 
preferably between 2 and 13 mol%. If the a-olefin content oversteps the defined range, the objects of the invention 
30 could not be attained as will be understood from the data of Comparative Examples 11 and 12 given hereinunder. 

[0014] Ethylene, propylene, 1-butene and isobutene are within the scope of a-olefins with not more than 4 carbon 
atoms. As in Examples given hereinunder, ethylene is the best for use in the invention. 

[0015] Another type of the modified PVA (A) for use herein is a modified PVA containing from 1 to 20 mol% of a- 
olefin units with not more than 4 carbon atoms and from 0.01 to 1 mol% of silyl groups, and this is the best for the 

35 invention as producing better results, as in Examples given hereinunder. . , 

[0016] Modified PVA (A) of the type having a-olefin units with not more than 4 carbon atoms and having silyl groups 
can be obtained in various methods. In general, it is produced according to the above-mentioned method of producing 
modified PVA having a-olefin units, in which, however, the a-olefin with not more than 4 carbon atoms is copolymerized 
with the vinyl ester and with an olefinic unsaturated monomer having a silyl group (I) mentioned below or having a 

40 group capable of forming the silyl group (I ) after polymerization and by hydrolysis, and the resulting vinyl ester copolymer 
is hydrolyzed. 

[0017] The silyl group to be in the modified PVA is preferably represented by the following formula (I): 

R\>-Si-R 2 m (i) 

(OX) 3 . n . B 

so 

wherein R 1 represents a hydrogen atom, or a hydrocarbon group with not more than 8 carbon atoms, preferably an 
alkyl group , which may have a substituent group; R 2 represents an alkoxyl or acyloxyl group with from 1 to 40 carbon 
atoms, which may have oxygen-containing substituent(s); n indicates an integer of from 0 to 2 and m indicates an 
55 integer of from 0 to 3, with n + m being at most 3; X represents a monovalent metal. The monovalent metal for X is, 
for example, sodium or potassium, and it is introduced into the group principally during hydrolysis. 
[0018] The silyl group (I) is in the side chains or at the terminals of the modified PVA (A), wherein the silyl group (I) 
is bonded to the side chain or to the terminal via a linking group therebetween which is not cleaved through hydrolysis. 
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[0019] Specific examples of olefinic unsaturated monomers having a sityl group (I) or a group capable of forming a 
sityl group (I) after polymerization and hydrolysis are vinyltrimethoxysilane, vinyftris(|3-methoxyethoxy)silane, allyltri- 
methoxysilane, vinyltriacetoxysilane, allyltriacetoxysilane, vinylmethyldimethylsilane, vinyldimethylmethoxysilane, vi- 
nylmethyldiethoxysilane, vinyldimethylethoxysilane, vinylmethyldiacetoxysilane, vinyldimethylacetoxysilane, vinyl- 

5 isobutyldimethoxysilane, vinyltriisopropoxysilane, vinyltributoxysilane, vinyltrihexyloxysilane, vlnylmethoxydihexy- 
loxysilane, vinyldimethoxyoctyloxysilane, vinylmethoxydioctyloxysilane, vinyltrioctyloxysilane, vinylmethoxydilaury- 
loxysilane, vinyldimethoxylauryloxysilane, vinylmethoxydioleyloxysilane, vinyldimethoxyoleyloxysilane. 3-(meth)acry- 
lamidopropyltrimethoxysilane, 3-(meth)acrylamidopropyltriethoxysilane, 3-(meth)acrylamidopropyltri(P-methox- 
yethoxy)silane, 2-(meth)acrylamido-2-methylpropyltrimethoxysilane, 2-(meth)acrylamido-2-methylethyltrimethoxysi- 

10 lane, N-(2-(meth)acrylamidoethyl)aminopropyltrimethoxysilane, 3-(meth)acrylamidopropyltriacetoxysilane, 2-(meth) 
acrylamidoethyltrimethoxysilane, 1-(meth)acry lam idomethyltrimethoxysi lane, 3-(meth)acrylamidopropylmethyid- 
imethoxysilane, 3-(meth)acrylamidopropyldimethylmethoxysilane, 3-(N-methyl-(meth)acrylamido)propyltrimethoxysi- 
lane, S-CtmethJacrylamidomethoxyJ-S-hydroxypropyltrimethoxysilane, 3-((meth)acrylamidomethoxy)propyltrimethox- 
ysilane, dimethyl-3-(meth)acrylamidopropyl-3-(trimethoxysilyl)propylammonium chloride, dimethyl-2-(meth)acrylami- 

is do-2-methylpropyl-3-(trimethoxysilyl)propylammonium chloride, etc. However, these are not limitative. It is important 
that the silyl group content of the modified PVA (A) falls between 0.01 and 1 mol%, but preferably between 0.1 and 1 
mol%. 

[0020] In the modified PVA (A) having a-olefin units with not more than 4 carbon atoms and having silyl groups, the 
preferred range of the content of the a-olefin units with not more than 4 carbon atoms may be the same as that in the 

20 above-mentioned other type of modified PVA (A) having ct-olefins with not more than 4 carbon atoms. 

[0021] Another method for producing the modified PVA (A) having a-olefins with not more than 4 carbon atoms and 
having silyl groups such as those of formula (I) mentioned above comprises the step of producing the above-mentioned, 
modified PVA having a-olefin units, in which, however, the a-olefin is polymerized with the vinyl ester in the presence 
of an epoxy group-having comonomer, such as allyl glycidyl ether, butadiene monoxide or the like, and the resulting, 

25 epoxy group-having a-olefin-vinyl ester copolymer is reacted with a compound having both a mercapto group and a 
silyl group in one molecule, such as trimethoxysilylmethylmercaptan or the like, and thereafter hydrolyzed to give the 
intended modified PVA. In still another method for producing it that comprises the step of producing the above-men- 
tioned, modified PVA having a-olefin units, the a-olefin is polymerized with the vinyl ester in the presence of a compound 
having both a mercapto group and a silyl group in one molecule and serving as a chain transfer agent, such as tri- 

30 methoxysilylmethylmercaptan or the like, and the resulting a-o!efin-vinyl ester polymer is hydrolyzed to give the intend- 
ed modified PVA having both a-olefin units and silyl groups. In this, PVA produced is silyl-modified at the terminals. 
However, these methods are not limitative. 

[0022] Also usable herein is still another type of modified PVA containing from 0.01 to 1 mol%, preferably from 0.1 
to 1 mol% of silyl groups such as those of formula (I) mentioned above. Modified PVA of the type having such silyl 

35 groups can be obtained in various methods. In general, it is produced in an ordinary process of producing PVA, in 
which, however, the vinyl ester monomer is copolymerized with an olefinic unsaturated monomer having a silyl group 
(I) mentioned above or having a group capable of forming the silyl group (I) after polymerization and by hydrolysis, 
and the resulting vinyl ester copolymer is hydrolyzed. Another method for producing the modified PVA (A) having silyl 
groups (I) comprises a step of ordinary PVA production, in which, however, the vinyl ester monomer is polymerized in 

40 the presence of an epoxy group-having comonomer, such as allyl glycidyl ether, butadiene monoxide or the like, and 
the resulting, epoxy group-having vinyl ester copolymer is reacted with a compound having both a mercapto group 
and a silyl group in one molecule, such as trimethoxysilylmethylmercaptan or the like, and thereafter hydrolyzed to 
give the intended modified PVA. In still another method for producing it that comprises a step of ordinary PVA production, 
the vinyl ester monomer is polymerized in the presence of a compound having both a mercapto group and a silyl group 

45 in one molecule and serving as a chain transfer agent, such as trimethoxysilylmethylmercaptan or the like, and the 
resulting vinyl ester polymer is hydrolyzed to give the intended modified PVA having silyl groups. In this, PVA produced 
is silyl-modified at the terminals. However, these methods are not limitative. 

[0023] The degree of polymerization of the modified PVA (A) for use in the invention is not specifically defined, but 
preferably falls between 50 and 10000, more preferably between 100 and 7000, even more preferably between 150 
50 and 5000, most preferably between 200 and 4000. The degree of polymerization of PVA is measured according to JIS 
K6726. Briefly, a sample to give PVA is hydrolyzed and purified, and its intrinsic viscosity is measured in water at 30°C, 
from which is derived the degree of polymerization of the PVA measured. 

[0024] The degree of hydrolysis of the modified PVA (A) is not also specifically defined, but preferably falls between 
65 and 99.99 mol%, more preferably between 80 and 99.8 mol%, even more preferably between 90 and 99.7 mol%. 
55 [0025] Not departing from the spirit and scope of the invention, the modified PVA (A) may contain one or more other 
monomer units with no problem. Examples of additional monomer units which the modified PVA (A) may contain are 
units of unsaturated acids such as acrylic acid, methacrylic acid, crotonic acid, fumaric acid, maleic anhydride, maleic 
acid, itaconic acid, etc., and their salts and mono- or di^alkyl esters in which the alkyl group has from 1 to 18 carbon 



4 



EP 1 080 940 A2 



atoms; acrylamides such as unsubstituted acrylamide, N-alkylacrylamides in which the alkyl group has from 1 to 18 
carbon atoms, N,N-dimethylacrylamide, 2-acrylamidopropanesulfonic acid and its salts, acrylamidopropyldimethyl- 
amine and its acid salts and quaternary salts, etc.; methacrylamides such as unsubstituted methacrylamide, N-alkyl- 
methacrylamides in which the alkyl group has from 1 to 18 carbon atoms, N.N-dimethylmethacrylamide, 2-methacry- 

s lamidopropanesulfonic acid and its salts, methacrylamidopropyldimethylamine and its acid salts and quaternary salts, 
etc.; N-vinylamides such as N-vinylpyrrolidone, N-vinylformamide, N-vinylacetamide, etc.; vinyl cyanides such as aery- 
lonitrile, methacrylonitrile, etc.; vinyl ethers such as alkyl vinyl ethers, hydroxyalkyl vinyl ethers, alkoxyalkyl vinyl ethers 
and others in which the alkyl group has from 1 to 18 carbon atoms; poly(oxyalkylene) group-having allyl ethers such 
as polyethylene glycol allyl ether, methoxypolyethylene glycol allyl ether, polypropylene glycol allyl ether, polyethylene 

10 glycol-polypropylene glycol allyl ether, etc.; vinyl halides such as vinyl chloride, vinylidene chloride, vinyl fluoride, vi- 
nylidene fluoride, vinyl bromide, etc.; and also allyl acetate, allyl chloride, allyl alcohol, dimethylallyl alcohol, etc. How- 
ever, these are not limitative. The content of such additional monomer units, if any, in the modified PVA (A) is not 
specifically defined so far as the modified PVA (A) containing them is soluble in water. In general, the additional mon- 
omer unit content is preferably at most 10 mol% of the modified PVA (A). 

is [0026] Of the modified PVAs mentioned above, most preferred for use in the invention are those containing from 1 
to 20 mol% of a-olefin units with not more than 4 carbon atoms and containing from 0.01 to 1 mol% of silyl groups,, 
and next preferred are those containing from 1 to 20 mol% of a-olefin units with not more than 4 carbon atoms but not 
containing silyl groups. 

[0027] Another component (B), an organotitanium compound having a chelating ligand which is to be in the water 
20 resistant composition of the invention includes, for example, titanium lactate, its partially or fully neutralized salts (e. 
g. titanium lactate monoammonium, titanium lactate diammonium , titanium lactate monosodium, titanium lactate 
disodium , titanium lactate monopotassium , titanium lactate dipotassium) , diisopropoxytitanium bis(triethanolami- 
nate), di-n-butyoxytitanium bis(triethanolaminate), diisopropoxytitanium bis(acetylacetonate), titanium tetrakis(acety- 
lacetonate), polytitanium bis(acetylacetonate), etc. However, these are not limitative. Of the organotitanium com- 
25 pounds, preferred are those soluble in water, concretely including titanium lactate, ammonium titanium lactate, diiso- 
propoxytitanium bis(triethanolaminate), di-n-butoxytitanium bis(triethanolaminate), etc. The organotitanium com-, 
pounds may be added to the PVA composition of the invention either singly or as combined in any desired manner.? 
[0028] The chelating ligand referred to herein for the organotitanium compounds is meant to indicate a ligand capable 
of being bonded to one titanium atom in a mode of bidentate or higher polydentate coordination configuration via a 
30 covalent bond or a hydrogen bond therebetween. Typically, it includes hydroxycarboxylic acids and their salts (e.g., 
lactic acid, malic acid, tartaric acid, salicylic acid and their salts, etc.), p-di ketones (e.g., acetylacetone, etc.), and . 
aminoalcohols (e.g., triethanolamine, etc.). However, these are not limitative. 

[0029] In the water resistant composition of the invention, it is important that the blend ratio by weight of the modified 
PVA (A) to the chelating ligand-having organotitanium compound (B), (A)/(B) falls between 99,99/0.01 and 60/40, but 

35 preferably between 99.97/0.03 and 70/30, more preferably between 99.95/0.05 and 80/20, even more preferably be- 
tween 99/1 and 85/15, still more preferably between 99/1 and 87/13. If the ratio (A)/(B) is larger than 99.99/0.01, the 
composition is poorly resistant to water, as in Comparative Example 3 given hereinunder; but if smaller than 60/40, 
the solution of the composition gels, as in Comparative Example 6 also given hereinunder. Accordingly, the ratio (Ay 
(B) overstepping the defined range is undesirable. 

40 [0030] The PVA composition of the invention comprises a uniform mixture of the specific modified PVA (A), that is, 
at least one selected from modified PVA containing from 1 to 20 mol% of a-olefin units with not more than 4 carbon 
atoms, modified PVA containing from 0.01 to 1 mol% of silyl groups, and modified PVA containing from 1 to 20 mol% 
of a-olefin units with not more than 4 carbon atoms and from 0.01 to 1 mol% of silyl groups, and the specific organo- 
titanium compound (B), that is, an organotitanium compound having a chelating ligand, wherein the blend ratio of the 

<5 specific modified PVA (A) to the specific organotitanium compound (B), (A)/(B) is specifically defined to fall between 
99.99/0.01 and 60/40 by weight. Surprisingly, films of the PVA composition formed by itself or formed by applying it 
onto substrates are, even though processed at relatively low temperatures not higher than 70°C, for example, falling 
between room temperature and 50°C, or even at around room temperature, highly resistant to water, especially to 
boiling water. Also surprisingly, while the aqueous solution of the composition prepared by uniformly mixing the com- 

50 ponents (A) and (B) is left at low temperatures, its viscosity is extremely stable. 

[0031] The indispensable requirements for the water resistant composition of the invention are that the composition 
comprises a uniform mixture of the above-mentioned, specific modified PVA (A) and chelating ligand-having organo- 
titanium compound (B) and that the blend ratio of (A) to (B), (A)/(B) in the composition falls between 99.99/0.01 and 
60/40. If desired and depending on its applications, the composition may optionally contain any of solvents, additives, 

55 other water-soluble resins, aqueous polymer dispersions, etc. For the solvent for the composition, preferred is water 
which, however, may be combined with any other solvents of alcohols, ketones, dimethylformamide, dimethyl sulfoxide, 
etc. Additives to the composition include, for example, defoaming agents, dispersants, non ionic or anionic surfactants, 
silane coupling agents, pH controlling agents, fillers such as calcium carbonate, clay, talc, flour, etc. Otherwater-soluble 



5 



EP 1 080 940 A2 



resins that may be added to the composition of the invention include cellulose derivatives such as carboxym ethyl 
cellulose, hydroxyethyl cellulose, etc.; (meth)acrylic polymers such as poly(meth)acrylic acids, polyhydroxy(meth)acr- 
ylates and their copolymers, polyacrylamides, etc.; PVA derivatives such as polyvinyl pyrrolidone and its copolymers, 
polyvinylacetamide, carboxyl group-having modified PVA, sulfuric acid group-having modified PVA, sulfonic acid group- 
s having modified PVA, phosphoric acid group-having modified PVA, quaternary ammonium base-having modified PVA, 
etc.; and also ordinary PVA, etc. Aqueous polymer dispersions also applicable to the composition include aqueous 
dispersions of acrylic polymers and copolymers, ethylene-vinyl acetate copolymers, vinyl ester polymers and copoly- 
mers, styrenebutadiene copolymers, etc. 

[0032] In the invention, it is important that the components (A) and (B) are uniformly mixed to give the water resistant 

io composition. For uniformly mixing them, typically employable is a method of dissolving or dispersing the components 
(A) and (B) in a solvent, preferably water, or a method of mixing an aqueous solution of the component (A) and an 
aqueous solution of the component (B). In case where moldings, for example, films of the modified PVA (A) are dipped 
in an aqueous solution of the chelating ligand-having organotitanium compound (B), the components (A) and (B) could 
not be uniformly mixed. In that case, therefore, water resistant moldings to which the invention is directed could not 

is be obtained, as so demonstrated in Comparative Example 14 given hereinunder. 

[0033] When the composition comprising the components (A) and (B) of the invention is formed into films by itself 
or is applied onto substrate to form a coat layer thereon, and when the films or the coated substrates are dried or heat- 
treated at low temperatures such as around room temperature, they become highly resistant not only to cold water but 
also to warm water and even boiling water. Therefore, in general, the films or the coat layers of the composition of the 

20 invention do not require any specific high-temperature treatment. However, in order to make them more highly resistant 
to water, they may be dried or heat-treated at high temperatures with no problem, depending on their applications. In 
such a case, however, the films or the coat layers of the composition will be discolored but rarely. Therefore, it is 
undesirable to process them at extremely high temperatures. In general, processing them under heat at around 70°C 
or lower will be enough for the intended purpose. 

25 [0034] As having the advantages of good water resistance even after low-temperature treatment, good film-forming 
capability, and high film strength, the composition comprising the components (A) and (B) of the invention are favorable 
to coating agents for inorganic materials and organic materials such as paper, resin substrates and others, especially 
to surface-coating agents for paper and resin films. Resin films to which the composition of the invention is applicable 
include, for example, films of polyesters, polystyrenes, polyamides, polyvinyl chlorides, polymethyl methacrylates, cel- 

30 I u lose acetates, polycarbonates, poly im ides, etc. 

[0035] In addition, the composition of the invention is also favorable for coat layers, especially overcoat layers for 
thermal recording materials that could not be heat-treated at high temperatures. 

[0036] Further, the composition of the invention is also favorable for ink-absorbing layers for recording materials, 
especially those for ink-jet recording materials. More effectively, such an ink-absorbing layer of the composition of the 

35 invention is formed on substrates to be a coat layer thereon. 

[0037] Apart from the above, the water resistant composition of the invention has many other applications, for ex- 
ample, for adhesives and binders for inorganic or organic materials; vehicles for coating materials; dispersants for 
pigments; polymerization stabilizers and post-additives for crosslinking emulsions; image-forming materials such as 
gelatin blends, photosensitive resins, etc.; substrates for hydrogels such as microbial cells-fixing gels, enzyme-fixing 

40 gels, etc.; and still others for which water-soluble resins have heretofore been used. In addition, it is also usable for 
forming moldings such as films, sheets, fibers, etc. 

[0038] The composition of the invention is especially favorable for coat layers for thermal recording materials (e.g., 
thermal recording paper), which will be described in detail hereinunder. 

[0039] As so mentioned above, PVA must be subjected to long-time heat treatment at high temperatures not lower 
45 than 100°C, but as the case may be, not lower than 120°C in order that it could be satisfactorily resistant to water. 
However, in case where PVA is used in forming an overcoat layer (surface-protective layer) of thermal recording ma- 
terial, and if the overcoat layer of PVA is heat-treated at such high temperatures, the thermo-sensitive coloring layer 
of the material will color. In that case, therefore, the overcoat layer of PVA could not be heat-treated at high tempera- 
tures, and it could not be satisfactorily resistant to water. 
so [0040] As opposed to this, in case where the composition of the invention is used in forming an overcoat layer of 
thermal recording material, the overcoat layer formed can be highly resistant to water after it is processed at relatively 
low temperatures not higher than 70°C, for example, at temperatures falling between room temperature and 50°C or 
so. As in this case, the composition of the invention can form such a highly water resistant, surface-protective overcoat 
layer even on thermal recording material, not inducing coloration of the thermo-sensitive coloring layer of the material. 
55 [0041] Using the uniform mixture composition of the components (A) and (B) of the invention in forming such an 
overcoat layer of thermal recording material is the best; but the composition may also be used in forming at least one 
of the thermo-sensitive coloring layer, undercoat layer and substrate of thermal recording material. In the thermal 
recording material referred to herein, the thermo-sensitive coloring layer is a layer comprising a thermo-sensitive dye, 



6 



EP 1 080 940 A2 



a developer and a dispersant; the overcoat layer is a surface-protective layer to be on the thermo-sensitive coloring 
layer; and the undercoat layer is a layer to be between the thermo-sensitive coloring layer and the substrate. 
[0042] Some type of thermal recording material will not have an overcoat layer, in which the thermo-sensitive coloring 
layer is the uppermost layer (surface layer). For the thermo-sensitive coloring layer of the type of thermal recording 

5 material, the composition comprising the components (A) and (B) of the invention is effective. In that manner, in the 
thermal recording material to be provided by the invention, using the composition comprising the components (A) and 
(B) for forming the uppermost layer (overcoat layer or thermo-sensitive coloring layer) is extremely effective. 
[0043] The total of the components (A) and (B) to be in the thermo-sensitive coloring layer of the thermal recording 
material preferably falls between 0.1 and 50 parts by weight, more preferably between 0.5 and 40 parts by weight, 

10 even more preferably between 1 and 30 parts by weight, relative to 1 00 parts by weight of the thermo-sensitive dye or 
developer therein. 

[0044] The thermo-sensitive dye and the developer to be in the thermo-sensitive coloring layer will be dispersed in 
a sand grinder with many glass beads therein having a mean diameter of from 0.2 to 3 mm (preferably from 0.3 to 0.8 
mm). The time for dispersion may fall between 1 hour and 1 week (preferably between 3 hours and 4 days, but between 
is 1 and 4 days for obtaining fine grains having a mean grain size of at most 0.45 urn). According to the method, obtained 
is an aqueous dispersion comprising, as the dispersoid, a thermo-sensitive dye and a developer having a grain size 
of from 0. 1 to 1 urn (preferably from 0.2 to 0.8 urn more preferably from 0.2 to 0.6 um, even more preferably between 
0.2 to 0.45 u/n). 

[0045] The thermo-sensitive dye for use in the invention is not specifically defined, and may be any ones generally 

20 used in ordinary pressure-sensitive or thermal recording paper. Concretely, it includes triary Imethane compounds such 
as 3,3-bis(p-dimethylaminophenyI)-6-dimethylaminophthalide (crystal violet lactone), 3-(p-dimethylaminophenyl)-3- 
(1,2-dimethylindol-3-yl)phthalide, 3-(p-dimethylaminophenyl)-3-(2-phenylindol-3-yl)phthalide, 3,3-bis(9-ethylcarbazol- 
3-yl)-5-dimethylaminophtha!ide, etc.; diphenylmethane compounds such as 4,4'-bis(dimethylamino)benzhydrin benzyl 
ether, N-halophenylleucoauramines, etc.; xanthene compounds such as rhodamine B-anilino lactam, 3-diethylamino- 

25 7-benzylaminofluoran, 3-diethylamiono-7-butylaminofiuoran, 3-diethylamino-7-(chloroanilino)fluoran, 3-diethylamino- 
6-methyl-7-anilinofluoran, 3-piperidino-6-methyl-7-anilinofluoran, 3-ethyltolylamino-6-methyl-7-anilinofluoran, 3-cy- 
clohexylmethylamino-6-methyl-7-anilinofluoran, 3-diethylamino-6-chloro-7-(p-ethoxyethyl)aminofluoran, 3-diethylami- 
no-6-chloro-7-(Y-chloropropyl)aminofluoran, 3-(N-ethyl-N-isoamyl)-6-methyl-7-phenylaminofluoran, 3-dibutylamino- 
6-methyl-7-anilinofluoran, etc.; thiazine compounds such as benzoyl-leucomethylene blue, p-nitrobenzoyl-leucometh- 

30 ylene blue, etc-:; spiro compounds such as 3-methyl-spiro-dinaphthopyran, 6'-[ethyl (3-methyl butyl) amino] -3'-methyl- 
2'- (phenyl amino) -spiro [isobenzofuran-1 (3H) , 9'- (9H) xanthin] -3-on. 3-ethyl-spiro-dinaphthopyran,3-benzyl-spiro- 
dinaphthopyran, 3-methylnaphtho-(3-methoxybenzo)-spiropyran, etc. These may be used either singly or as combined 
in the thermal recording material. Depending on the use of the thermal recording material containing them, the thermo- 
sensitive dyes may be suitably selected and used in the material. *"> 

35 [0046] The developer for use in the invention is preferably any of phenolic derivatives, and aromatic carboxylic acid 
derivatives. More preferred are bisphenols. Concretely, phenols usable herein include p-octylphenol, p-tert-butylphe- 
nol, p-phenylphenol, 1,1-bis(p-hydroxyphenyl)propane, 2,2-bis(p-hydroxyphenyl)propane, 1,1-bis(p-hydroxyphenyl) 
pentane, 1 ,1-bis(p-hydroxyphenyl)hexane, 2,2-bis(p-hydroxyphenyl)hexane, 1,1-bis(p-hydroxyphenyl)-2-ethylhex- 
ane, 2,2-bis(4-hydroxy-3,5-dichlorophenyl)propane, dihydroxydiphenyl ether; and aromatic carboxylic acid derivatives 

40 also usable herein include p-hydroxybenzoic acid, ethyl p-hydroxybenzoate, butyl p-hydroxybenzoate, 3,5-di-tert-bu- 
tylsalicylic acid, 3,5-di-a-methylbenzylsalicylic acid, and polyvalent metal salts of these carboxylic acids, etc. 
[0047] For forming the thermo-sensitive coloring layer in the invention, employable are any known coating methods 
of air-knife coating, plating, gravure coating, roll coating, spraying, dipping, bar coating, extrusion coating, etc. 
[0048] In case where an aqueous solution of a uniform mixture of the components (A) and (B), to which are optionally 

45 added any of fillers (e.g., kaolin, clay, calcium carbonate, talc, etc.), other water-soluble resins, polymer dispersions 
and others, is applied onto a substrate to form a surface overcoat layer (surface-protective layer) thereon, the amount 
of the coating liquid to form the overcoat layer (in terms of the total solid content of the coating liquid) will be suitably 
selected within a range within which the overcoat layer formed will not interfere with heat conduction from a thermal 
head to the underlying coloring layer. In general, the amount may fall between 1 and 20 g/m 2 but preferably between 

so 2 and 15 g/m 2 . The total of the components (A) and (B) to be in the coating liquid (in terms of the solid content of the 
coating liquid) may fall between 0.1 and 10 g/m 2 , but preferably between 0.2 and 7 g/m 2 . 

[0049] The composition comprising the components (A) and (B) of the invention may also be used in forming the 
undercoat layer to be between the substrate and the thermo-sensitive coloring layer. 

[0050] As so demonstrated in Examples given hereinunder, the coat layer, especially the overcoat layer of the com- 
ss position of the invention in thermal recording material is satisfactorily resistant to water even though it is processed at 
relatively low temperatures. According to the invention, therefore, obtainable is thermal copying paper in which the 
thermo-sensitive coloring layer is prevented form coloring in the step of processing the overcoat layer. In addition, in 
case where the thermal copying paper obtained in the invention is printed by the use of a thermal printer, the printed 
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image is sharp and clear, and has good plasticizer resistance and oil resistance. 

[0051] Paper is typical for the substrate for the thermal recording material of the invention. In addition to it, also 
usable are resin films of, for example, polyesters, polystyrenes, polyamides, polyvinyl chlorides, polymethyl methacr- 
ylates, cellulose acetates, polycarbonates, polyimides, etc. 
s [0052] The composition of the invention is also favorable for ink-absorbing layers for recording materials, especially 
those for ink-jet recording materials, which will be described in detail hereinunder. 

[0053] Recording liquid (aqueous ink or oily ink) applies to, for example, fountain pens, ball-point pens, felt-tip pens, 
ceramic-tip pens, pens for fluorescent letters and images, and also pen plotters comprising any of these. It also applies 
to ink-jet recording systems in which ink drops are jetted onto a recording material to record letters and images thereon. 

10 [0054] As having the advantage of noiseless and high-speed operability to enable color image formation with no 
difficulty, ink-jet recording systems are being much used in facsimiles, printers, etc. In such ink-jet recording systems, 
heretofore, the recording material is ordinary paper. However, the recent improvement in the capabilities of ink-jet 
recording machines for high-speed multi-color image formation has brought about more high-level requirements for 
ink-jet recording substrates. The first is that they must ensure rapid ink absorption; the second is that the diameter of 

is each ink dot applied onto them must not be larger than a predetermined range; the third is that the shape of each ink 
dot applied onto them is almost a complete round; and the fourth is that they are easy to handle and store. To meet 
the requirements, various ink-absorbing materials of PVA, polyacrylamide and others have been studied and tried. 
However, improving the ink absorbability of the materials is often contrary to the water resistance thereof, and the 
outstanding problems with ink-absorbing layers of improved ink absorbability are that they often peel away when 

20 brought into contact with water and the letters and images printed on them are often blurred. 

[0055] In the invention, the composition comprising the components (A) and (B) is used in forming an ink-absorbing 
layer of a recording material, and the recording material thus provided by the invention meets the requirements as 
above. Specifically, the ink-absorbing layer formed from the composition has good ink absorbability, and sharp and 
clear letters and images can be printed on the recording material having the ink-absorbing layer. In addition, the ink- 

25 absorbing layer is highly resistant to water, even though processed at low temperatures, and the recording material 
having it is favorable to ink-jet recording systems. Moreover, the invention makes it possible to provide an opaque 
recording material having an ink-absorbing layer on a paper substrate and favorable to ink-jet recording systems; to 
provide a transparent recording material for ink-jet recording systems, which is applicable to slide projectors, OHPs 
(over-head projectors) and the like where the images recorded on the material are projected onto a screen by means 

30 of an optical instrument; and to provide a transparent recording material for ink-jet recording systems, which is appli- 
cable to color displays and the like for transmitted optical image displaying applications. The other advantages of the 
recording materials thus provided by the invention are that they stick little to others and that the letters and images 
printed on them are blurred little. 

[0056] In case where the composition of the invention is used in forming the ink-absorbing layer of the recording 
35 material mentioned above, a filler may be added thereto. The filler includes, for example, fine grains of synthetic silica, 
clay, talc, diatomaceous earth, zeolite, calcium carbonate, alumina, zinc oxide, satin white, organic pigment, etc. How- 
ever, these are not limitative. 

[0057] In addition, a cationic resin serving as an ink fixer may also be added to the composition for the ink-absorbing 
layer. The cationic resin includes monomers, oligomers and polymers of primary to tertiary amines and quaternary 

40 ammonium salts capable of dissociating in water to be cationic. Preferred for use herein are oligomers and polymers 
of such amines and quaternary ammonium salts. Concretely, they include dimethylamine-epichlorohydrin polyconden- 
sates, acrylamide-diallylamine copolymers, polyvinylamine copolymers, dimethyldiallylammonium chloride polymers, 
polyethylenimines, etc. However, these are not limitative. Further, any other water-soluble resins and aqueous polymer 
dispersions such as those mentioned hereinabove may also be added to the composition for the ink-absorbing layer. 

45 [0058] The supporting substrates for the recording material of the invention for ink-jet recording systems and others 
may be any known transparent or opaque supporting substrates. Transparent supporting substrates usable herein 
include films and sheets of polyesters, polystyrenes, polyamides, polyvinyl chlorides, polymethyl methacrylates, cel- 
lulose acetates, polycarbonates, polyimides, cellophanes, celluloids and the like, as well as paper of high transparency, 
etc. Opaque supporting substrates also usable herein include ordinary paper, pigment-coated paper, fabrics, wood, 

50 metal plates, synthetic paper, synthetic resin films and sheets having been specifically processed to be opaque, etc. 
[0059] For forming the ink-absorbing layer of the composition that comprises the components (A) and (B), in and/or 
on the surface of the supporting substrate, employable is any ordinary coating method of size pressing, air-knife coating, 
roll coating, bar coating, blade coating, curtain coating, casting or the like. Preferably, for example, an aqueous solution 
of the composition, or an aqueous solution or dispersion of a mixture of the composition with any other additives (e. 

55 g, , filler, ink fixer, water-soluble or water-dispersible resin) is applied onto the upper surface of the supporting substrate 
or onto both the upper and lower surfaces thereof according to the coating method as above, to thereby form thereon 
a coat layer that serves as an ink-absorbing layer. In case where the supporting substrate is made of paper, the aqueous 
solution or dispersion mentioned above may be added to the paper stock from which the paper substrate is prepared. 
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After the composition comprising the components (A) and (B) of the invention is applied to the supporting substrate 
preferably in such a manner that the composition applied thereto forms a coat layer on the substrate, it is subjected to 
heat treatment. For this, even when the composition having been applied to the supporting substrate is processed at 
low temperatures not higher than 70°C, the ink-absorbing layer formed from it can be satisfactorily resistant to water. 
In the PVA layer having been thus formed through such low-temperature treatment, the crystallinity of PVA can be 
retarded, and therefore the ink-absorbability of the layer is favorably enhanced. However, such low-temperature treat- 
ment is not indispensable to the layer. Need I ess-to-say, the layer may be processed at high temperatures, if desired. 
[0060] The total of the modified PVA (A) and the organotitanium compound (B) to be in the recording material of the 
invention which has such an ink-absorbing layer as above is not specifically defined, but, in general, it preferably falls 
between 0.1 and 200 g/m 2 , more preferably between 0.5 and 100 g/m 2 . 

EXAMPLES 

[0061] The invention is described in more detail with reference to the following Examples, which, however, are not 
intended to restrict the scope of the invention. Unless otherwise specifically indicated, '%' and "parts" in Examples are 
all by weight. 

Degree of swelling and degree of dissolution of sheet samples: 

[0062] The degree of swelling in water and the degree of dissolution therein of the sheets produced in the following 
Examples were obtained according to the following equations: 

Degree of swelling (times) = b/(a X e/d), 
Degree of dissolution (%) = [{(a x e/d) - c}/(a x e/d)] X 100, 

wherein; 

a indicates the original weight (g) of one sample of a sheet to be tested, which is not dipped in water, 

b indicates the wet weight (g) of the sheet sample having been dipped in water at 20°C for 24 hours and then 

pulled out of the bath, 

c indicates the dry weight (g) of the sheet sample having been dipped in water at 20°C for 24 hours, then pulled 
out of the bath, and dried at 105°C for 24 hours, 

d indicates the original weight (g) of another sample of the sheet, T 
e indicates the dry weight (g) of the sheet sample of d, which was directly dried at 105°C for 24 hours. „ . 

[0063] First described are examples of producing typical modified PVAs (three PVAs of PVA-1, PVA-5 and PVA-9) 
which are used in the following Examples. 

Production Example 1: Production of PVA having ethylene units 

[0064] 59.2 kg of vinyl acetate and 6.2 kg of methanol were put into a 100 liter pressure reactor equipped with a 
stirrer, a nitrogen inlet port, an ethylene inlet port and an initiator inlet port, then heated up to 60°C, and thereafter 
purged with nitrogen by nitrogen bubbling thereinto for 30 minutes. Next, ethylene was introduced into the reactor so 
that its pressure in the reactor could be 0.6 MPa. On the other hand, a solution in methanol of 2,2'-azobis(4-methoxy- 
2,4-dimethylvaleronitrile) serving as an initiator was prepared in a different reactor, which was then purged with nitrogen 
by nitrogen gas bubbling thereinto. The initiator concentration in the solution prepared was 2.8 g/liter. The inner tem- 
perature of the polymerization reactor was conditioned at 60°C, and 66 ml of the thus-prepared initiator solution was 
fed into the polymerization reactor In that condition, polymerizing the monomers in the polymerization reactor was 
started. During the polymerization, ethylene was continuously introduced into the reactor to have a controlled pressure 
of 0.6 MPa, the polymerization temperature was kept at 60°C, and the initiator solution was also continuously introduced 
thereinto at a rate of 200 ml/hr. After 4 hours, the degree of polymerization reached 40 %. In this stage, the reactor 
was cooled to stop the polymerization. Next, the reactor was degassed to remove ethylene, and then bubbled with 
nitrogen gas to complete ethylene removal. Then, the reactor was further degassed to remove the non-reacted vinyl 
acetate monomer. Thus was obtained a polymer solution in methanol. The solution was conditioned to have a polymer 
concentration of 20 %, and then hydrolyzed with a solution of NaOH in methanol (having an NaOH concentration of 
10 %) added thereto. The molar ratio of NaOH added to the polymer, polyvinyl acetate PVAc (mols of NaOH/mols of 
polyvinyl acetate (PVAc)) was 0.05. The modified PVA (PVA-1) thus prepared herein had a degree of hydrolysis of 
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98.4 mol%. 

[0065] The PVAc solution in methanol thus prepared herein through polymerization followed by removal of non- 
reacted vinyl acetate monomer was purified through repeated precipitation. Briefly, it was precipitated in n-hexane, 
and the resulting polymer precipitate was again dissolved in acetone. The precipitation-dissolution cycle for purification 

s was repeated three times. Next, the thus-purified precipitate was dried at 60°C under reduced pressure to obtain a 
pure PVAc. The degree of ethylene modification of this PVAc obtained through proton NMR was 4.5 mol%. The PVAc 
solution in methanol was hydrolyzed with an alkali, for which the molar ratio of the alkali to the polymer was 0.2. After 
having been thus hydrolyzed, this was extracted with methanol for Soxhlet extraction for 3 days, and then dried to 
obtain a pure PVA. The mean degree of polymerization of the pure PVA was measured according to JIS K6726, and 

io was 1550. 

Production Example 2: Production of PVA having silyl groups and ethylene units 

[0066] 51.6 kg of vinyl acetate, 13.7 kg of methanol and 111.0 g of vinyltrimethoxysilane were put into a 100 liter 

is pressure reactor equipped with a stirrer, a nitrogen inlet port, an ethylene inlet port and an initiator inlet port, then 
heated up to 60°C, and thereafter purged with nitrogen by nitrogen bubbling thereinto for 30 minutes. Next, ethylene 
was introduced into the reactor so that its pressure in the reactor could be 0.65 MPa. On the other hand, a solution in 
methanol of 2,2'-azobis(4-methoxy-2,4-dimethyivaleronitrile) serving as an initiator was prepared in a different reactor, 
which was then purged with nitrogen by nitrogen gas bubbling thereinto. The initiator concentration in the solution 

20 prepared was 2.8 g/liter. The inner temperature of the polymerization reactor was conditioned at 60°C, and 126 ml of 
the thus-prepared initiator solution wasted into the polymerization reactor. In that condition, polymerizing the monomers 
in the polymerization reactor was started. During the polymerization, ethylene was continuously introduced into the 
reactor to have a controlled pressure of 0.65 MPa, the polymerization temperature was kept at 60°C, and the initiator 
solution was also continuously introduced thereinto at a rate of 390 ml/hr. After 4 hours, the degree of polymerization 

25 reached 50 %. In this stage, the reactor was cooled to stop the polymerization. Next, the reactor was degassed to 
remove ethylene, and then bubbled with nitrogen gas to complete ethylene removal. Then, the reactor was further 
degassed to remove the non-reacted vinyl acetate monomer. Thus was obtained a polymer solution in methanol. The 
solution was conditioned to have a polymer concentration of 25 %, and then hydrolyzed with a solution of NaOH in 
methanol (having an NaOH concentration of 10 %) added thereto. The molar ratio of NaOH added to the polymer, 

30 polyvinyl acetate (mols of NaOH/mols of polyvinyl acetate) was 0.05. The modified PVA (PVA-5) thus prepared herein 
had a degree of hydrolysis of 98.2 mol%. 

[0067] The PVAc solution in methanol thus prepared herein through polymerization followed by removal of non- 
reacted vinyl acetate monomer was purified through repeated precipitation. Briefly, it was precipitated in n-hexane, 
and the resulting polymer precipitate was again dissolved in acetone. The precipitation -dissolution cycle for purification 

35 was repeated three times. Next, the thus-purified precipitate was dried at 60°C under reduced pressure to obtain a 
pure PVAc. The degree of ethylene modification and the degree of vinyltrimethoxysilane modification of this PVAc 
obtained through proton NMR were 6.5 mol%, and 0.25 mol%, respectively The PVAc solution in methanol was hy- 
drolyzed with an alkali, for which the molar ratio of the alkali to the polymer was 0.2. After having been thus hydrolyzed, 
this was extracted with methanol for Soxhlet extraction for 3 days, and then dried to obtain a pure PVA. The mean 

40 degree of polymerization of the pure PVA was measured according to JIS K6726, and was 1030. 

Production Example 3: Production of PVA having silyl groups 

[0068] 39.0 kg of vinyl acetate, 21.0 kg of methanol and 168.0 g of vinyltrimethoxysilane were put into a 100 liter 
45 pressure reactor equipped with a stirrer, a nitrogen inlet port and a reflux condenser, then heated up to 60°C, and 
thereafter purged with nitrogen by nitrogen bubbling thereinto for 30 minutes. The inner temperature of the polymeri- 
zation reactor was conditioned at 60° C, and 20 g of 2,2'-azobis(isobutyronitrile) serving as an initiator was fed into the 
reactor. With the polymerization temperature being kept at 60°C, the monomers were polymerized. After 5 hours, the 
degree of polymerization reached 50 %. In this stage, the reactor was cooled to stop the polymerization. Next, the 
so reactor was degassed to remove the non-reacted vinyl acetate monomer. Thus was obtained a polymer solution in 
methanol. The solution was conditioned to have a polymer concentration of 25 %, and then hydrolyzed with a solution 
of NaOH in methanol (having an NaOH concentration of 10 %) added thereto. The molar ratio of NaOH added to the 
polymer, polyvinyl acetate (mols of NaOH/mols of polyvinyl acetate) was 0.03. The modified PVA (PVA-9) thus prepared 
herein had a degree of hydrolysis of 98.4 mol%. 
55 [0069] The PVAc solution in methanol thus prepared herein through polymerization followed by removal of non- 
reacted vinyl acetate monomer was purified through repeated precipitation. Briefly, it was precipitated in n-hexane, 
and the resulting polymer precipitate was again dissolved in acetone. The precipitation -dissolution cycle for purification 
was repeated three times. Next, the thus-purified precipitate was dried at 60°C under reduced pressure to obtain a 
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pure PVAc. The degree of vinyltrimethoxysilane modification of this PVAc obtained through proton NMR was 0.25 
mor%. The PVAc solution in methanol was hydrolyzed with an alkali, for which the molar ratio of the alkali to the polymer 
was 0.2. After having been thus hydrolyzed, this was extracted with methanol for Soxhlet extraction for 3 days, and 
then dried to obtain a pure PVA. The mean degree of polymerization of the pure PVA was measured according to JIS 
5 K6726, and was 1550. 

Example 1 : 

[0070] PVA-1 produced in Production Example 1 (having a degree of polymerization of 1550, a degree of hydrolysis 
10 of 98.4 mol%, and a degree of ethylene modification of 4.5 mol%) was dissolved in water to prepare an aqueous 4.5 
% PVA solution. To 100 parts of the aqueous PVA solution, added was 1.1 parts (0.5 parts as pure titanium lactate) of 
TC-310 (Matsumoto Pharmaceutical Industry's 45 % titanium lactate solution) to prepare an aqueous 5 % solution of 
a uniform mixture of a water resistant composition. The solution was spread over a substrate of polyethylene tereph- 
thalate (PET) film, and then dried at 20°C and then the layer composed of the water resistant composition formed on 
15 the PET film was peeled off. Thus obtained layer was a colorless transparent sheet (having a thickness of 100 u,). The 
sheet was dipped in water (20°C) for 24 hours, and the degree of swelling and the degree of dissolution of the sheet 
were calculated according to the equations mentioned above. The former was 7.7 times, and the latter was 26 %. Next, 
the sheet was dipped in boiling water for 1 hour, and then pulled out of the bath. The sheet was tight and was not 
deformed at all, and its surface did not become slimy. On the other hand, PVA-1 was dissolved in water to prepare an 
20 aqueous 9 % solution. To 100 parts of the solution, added was 2.2 parts (1 part as pure titanium lactate) of TC-310 to 
prepare an aqueous 10 % solution of a uniform mixture of a water resistant composition. Immediately after its prepa- 
ration, the viscosity (t| 0d ) of the fresh solution was measured with a B-type viscometer at 5°C, and was 1630 mPa-s. 
The solution was left at 5°C for 1 week, and its viscosity (r| 7d ) was measured, and was 3900 mPa-s. The viscosity 
increase (T| 7d /T| 0d ) was 2.4 times the original viscosity. This supports good viscosity stability at low temperatures.- 

25 

Comparative Example 1 : 

[0071] A sheet (having a thickness of 1 00 |i) was formed in the same manner as in Example 1 , for which, however, 
PVA-1 0 having a degree of polymerization of 1550 and a degree of hydrolysis of 98.4 mol%, and not PVA-1 (ethylene- 
30 modified PVA), was used as in Table 1 . The degree of swelling in water (20°C) and the degree of dissolution therein 
of the sheet were calculated in the same manner as in Example 1, and were 16 times and 45 %, respectively. When 
the sheet was dipped in boiling water for 1 hour, it became too brittle and therefore could not be pulled out of the bath, 
though it kept its shape in the bath. When an aqueous 10 % solution of the composition was kept at 5°C, it gelled in aday. 

35 Examples 2 to 1 1 , Comparative Examples 2 to 1 1 : - 

[0072] Sheets were formed in the same manner as in Example 1, for which, however, PVA and the organotitanium 
compound and their amounts were varied as in Table 1 and Table 2. These were tested, and their data are given in 
Table 2. 

40 / 

Example 12, Comparative Example 13: 

[0073] Sheets were formed in the same manner as in Example 1, for which, however, PVA and the organotitanium 
compound and their amounts were varied as in Table 1 and Table 2. These were tested, and their data are given in 
45 Table 2. For the low-temperature viscosity stability of the compositions prepared herein, 8 % solutions were prepared 
and tested as in Example 1 . 

Comparative Example 12: 

so [0074] Forming a sheet was tried in the same manner as in Example 1, except that PVA-1 2 having a degree of 
polymerization of 1550, a degree of hydrolysis of 98.4 mol% and a degree of ethylene modification of 23 mol%, and 
not PVA-1 (ethylene-modified PVA), was used. In the case, however, PVA-1 2 did not completely dissolve in water. To 
dissolve it, therefore, a mixed solvent of water/methanol = 90/10 (by weight) was used herein. The sheet thus formed 
as in Example 1 except for the changes as herein had a thickness of 1 00 p.. This was colorless, but was semi-transparent 

55 like frosted glass. For testing it for the degree of swelling and the degree of dissolution, the sheet was dipped in water 
(20°C), as in Example 1. The degree of swelling and the degree of dissolution of the sheet thus formed and tested 
herein were 8.6 times and 35 %, respectively. When the sheet was dipped in boiling water for 1 hour, it was completely 
degraded and could not be pulled out of the bath. On the other hand, a 10 % solution of the PVA composition in a 
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mixed solvent of water/methanol (=90/10) was left at 5°C, but it gelled in a day. 
Comparative Example 14: 

[0075] PVA-1 was dissolved in water to prepare an aqueous 5 % solution of PVA-1 . The aqueous solution was spread 
over a substrate, and then dried at 20°C to form a colorless transparent sheet (having a thickness of 100 p.). The sheet 
was dipped in an aqueous 5 % solution of titanium lactate (TC-31 0), and then dried at 20°C. This was tested for water 
resistance as in Example 1 . The degree of swelling and the degree of dissolution of the sheet were 8.3 times and 36 
%, respectively. When the sheet was dipped in boiling water for 1 hour, it was completely degraded and could not be 
pulled out of the bath. 
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[0076] The following Examples are to demonstrate thermal recording materials. 






Example 1-1: 




5 


[0077] 






(1) Preparation of coating liquids (thermo-sensitive dye dispersion, pigment dispersion, developer dispersion): 




A. Formulation of aqueous dispersion of therm o-sensitive dye: 


10 


Leuco dye ( Yamada Chemical's S-205; 6*- [ethyl (3-methyl butyl ) amino ] -3'-methyl-2'- ( phenyl amino ) 


20% 




-spiro [isobenzofuran-1 (3H) , 9'- (9H) xanthin] -3-on) 






Aqueous 10 % PVA203 (from Kuraray) solution 


20 % 




Water 


59.9 % 


15 


Defoaming agent (Clariant's Jolsin LB-D 


0.1 % 




B. Formulation of aqueous dispersion of developer j 




Bisphenol A 


20% 




Aqueous 10 % PVA203 (from Kuraray) solution 


20% 


20 


Water 


59.9 % 




Defoaming agent (Clariant's Jolsin LB-D 


0.1 % 




C. Formulation of aqueous dispersion of pigment: 




Stearamide 


10% 


25 


Mizukasil P-527 (silica powder, from Mizusawa Chemical) 








20% 




Aqueous 5 % PVA205 (from Kuraray) solution 


30% 




Water 


40% 



Aqueous dispersion A, B and C were separately prepared, and were separately pre-stirred in different beakers 
for 15 minutes. 

Next, the aqueous dispersions A and B were transferred into different sand grinders (batch -type desk-top sand 
grinders, from Kansai Paint), to which were added 300 cc of glass beads (soda-quartz glass beads having a 
35 diameter of 0.5 mm). With cooling them, these were milled at a high speed of rotation (2170 rpm) for 6 hours. The 

grain size of the thus-milled, aqueous dispersion A of thermo-sensitive dye was measured with a laser-diffracto- 
metric grain size analyzer (Shimadzu's Model SALD-1000), and was 0.46 urn. The viscosity of the dispersion was 
measured with a BL-type viscometer at 30°C and at 30 rpm, and was 29.4 mPa-s. 
Next, the aqueous dispersion C was homogenized at 10000 rpm for 2 minutes. 
40 (2) Preparation of binder coating liquid for thermo-sensitive coloring layer: 

To PVA (A) having an ethylene unit content of 5.1 mol%, a degree of hydrolysis in the vinyl ester moiety of 

99.3 mol%, and a degree of polymerization of 1550, added was 0.15 % by weight of a defoaming agent (Jolsin 
LB-D) to prepare an aqueous 10 % PVA solution (a). To 95 parts of the aqueous solution (a) being stirred at room 
temperature, gradually added was 5 parts of 10 % solution (B) of TC-310 (from Matsumoto Pharmaceutical) to 

45 prepare a 10 % mixture solution of modified PVA and organotitanium compound. In this, the blend ratio of (A)/(B) 

was 95/5 by weight. Its viscosity was measured with a BL-type viscometer at 30°C and at 30 rpm, and was 850 
mPa-S. After left at 30°C for 2 weeks, its viscosity was again measured. The viscosity of the stored sample was 
1.10 times that of the fresh sample. There was little viscosity change, and the storage stability of the coating liquid 
prepared herein was good. 

so (3) Preparation of coating liquid for surface-protective layer: 

To PVA (A) having an ethylene unit content of 4.5 mol%, a degree of hydrolysis in the vinyl ester moiety of 

98.4 moi%, and a degree of polymerization of 1550, added was 0.15 % by weight of a defoaming agent (Jolsin 
LB-D) to prepare an aqueous 12 % PVA solution (b). On the other hand, 0.2 parts of Pronon 104 (wettability 
improver of ethylene oxide-propylene oxide block copolymer from Nippon Yushi) and 50 parts of Mizukasil P-527 

55 (from Mizusawa Chemical) were well dispersed in 72.5 parts of water added thereto. To the resulting dispersion 

being still stirred, gradually added was 690 parts of the aqueous solution (b) at room temperature. Next, 7.5 parts 
of Hydrin (30 % dispersion of lubricant, zinc stearate from Chukyo Yushi) was added thereto to prepare an aqueous 
dispersion of modified PVA with silica. 30 parts of 10 % TC-310 solution (B) was gradually added to the aqueous 
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dispersion of modified PVA with silica, with stirring at room temperature to prepare a coating liquid having a solid 
concentration of 16%. In this, the blend ratio of (A)/(B) was 96.5/3.5 by weight. Its viscosity was measured with a 
BL-type viscometer at 30°C and at 30 rpm, and was 580 mPa-S. After left at 30°C for 2 weeks, its viscosity was 
again measured. The viscosity of the stored sample was 1.09 times that of the fresh sample. There was little 
s viscosity change, and the storage stability of the coating liquid prepared herein was good. 

(4) Preparation of coating liquid for undercoat layer: 

To PVA (A) having an ethylene unit content of 7.8 mol%, a degree of hydrolysis in the vinyl ester moiety of 
98.3 mol%, and a degree of polymerization of 550, added was 0.15% by weight of a defoaming agent (Jolsin LB- 
D) to prepare an aqueous 12 % PVA solution (c). On the other hand, 100 parts of Ultrawhite 90 (kaolin clay from 

10 Engelhard) was well dispersed in 54 parts of water added thereto. To the resulting dispersion being still stirred, 

gradually added was 830 parts of the aqueous solution (c) at room temperature to prepare an aqueous dispersion 
of modified PVA with clay. 5 parts of 10 % TC-310 solution (B) was gradually added to the aqueous dispersion of 
modified PVA with clay, with stirring at room temperature to prepare a coating liquid having a concentration of 20 
%. In this, the blend ratio of (A)/(B) was 99/1 by weight. Its viscosity was measured with a BL-type viscometer at 

is 30°C and at 30 rpm, and was 340 mPa-S. After left at 30°C for 2 weeks, its viscosity was again measured. The 

viscosity of the stored sample was 1 .07 times that of the fresh sample. There was little viscosity change, and the 
storage stability of the coating liquid prepared herein was good. 

(5) Production of thermal recording paper: 

The undercoat liquid prepared in the above (4) was applied onto one surface of a substrate, base paper (wood- 
20 free paper weighing 52 g/m 2 ) with a wire bar coater. Its amount coated was 2 g/m 2 in terms of the solid content of 

the coating liquid. Then, this was dried at 50°C for 5 minutes. On the other hand, 1 part of the aqueous dispersion 
A, 4 parts of the aqueous dispersion B, 2 parts of the aqueous dispersion C, and 2 parts of the binder liquid prepared 
in the above (2) were mixed with stirring them to prepare a coating liquid for a thermo-sensitive coloring layer. This 
was applied over the under coat layer with a wire bar coater. Its amount coated was 6 g/m 2 in terms of the solid 
25 content of the coating liquid. Then, this was dried at 50°C for 5 minutes. The coated surface was calendered with 

a super calender (under a linear pressure of 30 kg/cm). Next, the surface -protective coat liquid prepared in the 
above (3) was applied over the thermo-sensitive coloring layer with a wire bar coater. Its amount coated was 3 g/ 
m 2 in terms of the solid content of the coating liquid, and 1 .9 g/m 2 in terms of the total of the solids PVA(A) and 
TC-31 0 in the coating liquid. Then, this was dried at 50°C for 10 minutes. The coated surface was again calendered 
30 with a super calender (under a linear pressure of 30 kg/cm). The thus-coated paper is thermal recording paper. 

While being coated with the overlying layers in the process of producing the thermal recording paper, the thermo- 
sensitive coloring layer was protected from heat and pressure and therefore did not color. In addition, as in Table 
4 below, the water resistance of the thermal recording paper produced herein was good. 

35 [0078] Immediately after its production, fresh samples of the thermal recording paper were set in a thermal facsimile 
printer (Ricoh's Model Rifax 300) and printed. The printed samples were tested and evaluated according to the methods 
mentioned below. The test data are given in Table 4. 

Water resistance: 

40 

[0079] The printed samples were dipped in distilled water at 30°C for 24 hours, and evaluated for water resistance 
in the manner mentioned below. 

[0080] Print Density: Before and after dipped, the print density was measured with a Macbeth densitometer (Mac- 
beth's Model RD-514). Based on the density change before and after dipped, the samples were ranked into five ranks, 
45 from 1 (the worst) to 5 (the best). The samples having still kept higher print density even after dipped are in higher 
ranks, and are better. 

[0081] Wet Rubbing Resistance: After dipped, the printed and non-printed area of each sample was rubbed with a 
finger, and the rubbed area was checked as to how and to what degree the printed image was blurred. Based on this, 
the samples were ranked into five ranks, from 1 (the worst) to 5 (the best). The samples blurred to a smaller degree 
50 are in higher ranks, and are better. 

Oil Resistance: 

[0082] Cotton seed oil was applied to the printed samples in an ordinary manner, and left at 20°C or 40°C for 24 
55 hours. The print density of the oil-coated samples was compared with that of the non-coated samples. Based on the 
comparison, the samples were ranked into five ranks, from 1 (the worst) to 5 (the best). The samples having still kept 
higher print density even after coated with oil are in higher ranks, and are better. 
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Plasticizer Resistance: 

[0083] Immediately after produced, the fresh samples were printed, and the printed samples were tested for plasti- 
cizer resistance in a polyvinyl chloride film resistance test. Briefly, each printed sample was kept in contact with a soft 
5 polyvinyl chloride film containing a plasticizer, at 30°C and under a load of 300 g/m 2 for 24 hours. After the contact 
test, the print density of the contacted samples was compared with that of the non-contacted samples. Based on the 
comparison, the samples were ranked into five ranks, from 1 (the worst) to 5 (the best), as in the oil resistance test 
mentioned above. 

10 Examples 2-1 and 3-1 : 

[0084] Different types of thermal recording paper were produced in the same manner as in Example 1 -1 , for which, 
however, different types of modified PVA as in Table 3 below were used in preparing the coating liquids (for binder, 
surface-protective layer and undercoat layer). These were tested in the same manner as in Example 1 -1 . The test data 
is are given in Table 4. 

Comparative Example 1-1: 

[0085] A comparative sample of thermal recording paper was produced in the same manner as in Example 1-1 , for 
20 which, however, a different type of modified PVA as in Table 3 was used in preparing the coating liquids (for binder, 
surface-protective layer and undercoat layer). This was tested in the same manner as in Example 1-1 . The test data 
are given in Table 4. 
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[0086] From the data in Table 4, it is understood that the samples of Examples 1 -1 to 3-1 are, though processed at 
a low temperature of 50°C, all better than the comparative sample of Comparative Example 1-1 with respect to the 
water resistance, the colorability of printed images (the print density), the plasticizer resistance and the oil resistance. 
In particular, the sample of Example 2-1 is the best of all. 
5 [0087] The following Examples are to demonstrate ink-jet recording materials. 

[0088] The samples produced in the fol towing Examples were tested according to the ink-jet recording method men- 
tioned below, and their properties were evaluated according to the test methods also mentioned below. 

(1) Ink-jet recording method: 

10 Using a recording device (printer) equipped with an on-demand ink-jet head having a jet orifice diameter of 

60 um the PVA-coated resin sheets produced in the following Examples were printed with the following four types 
of ink to form color images thereon. The printed images were evaluated according to the test methods mentioned 
below. 



15 


Formulation of Yellow Ink: 




C.I. Acid Yellow 2.3 


2 parts 




Diethylene glycol 


30 parts 




Water 


70 parts 


20 








Formulation of Magenta Ink: 




C.I. Acid Red 32 


2 parts 


25 


Diethylene glycol 


30 parts 


Water 


70 parts 










Formulation of Cyan Ink: 


30 


C.I. Direct Blue 86 


2 parts 




Diethylene glycol 


30 parts 




Water 


70 parts 


35 






Formulation of Black Ink: 




C.I. Direct Black 19 


2 parts 




Diethylene glycol 


30 parts 


40 


Water 


70 parts 



(2) Ink absorption (ink affinity): 

The printed images were rubbed with a finger, and the time taken until the rubbed images showed no change 
(that is, until the rubbed images were no more blurred) was read. The samples for which the time thus read was 
shorter absorbed ink more rapidly. 

(3) Blur resistance: 

The diameter of the printed dots was measured with a stereo-microscope, and compared with the diameter 
of the ink drops to thereby determine how much and by what times the diameter of the printed dots was larger 
than that of the ink drops. The samples on which the printed dots were not so much larger than the ink drops 
applied thereto have better blur resistance. 

(4) Water resistance: 

Before being printed thereon, the PVA-coated resin sheets were dipped in distilled water at 20°C for 1 minute, 
and their surfaces were rubbed with a finger to evaluate the water resistance and the sticking resistance of the 
sheets. 

A: The ink-absorbing layer peeled little. No cobwebbing was seen between the finger and the sheet surface. 
B: The ink-absorbing layer peeled a little. Some but a little cobwebbing was seen between the finger and the 
sheet surface. 
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C: The ink-absorbing layer peeled much. Much cobwebbing was seen between the finger and the sheet sur- 
face. As being too sticky, the finger was difficult to release from the sheet surface. 

Example 1-2: 

5 

[0089] Prepared was an aqueous 10 % solution (b) of PVA (A) having an ethylene unit content of 4.5 mol%, a degree 
of hydrolysis in the vinyl ester moiety of 98.4 mol%, and a degree of polymerization of 1550. On the other hand, 100 
parts of Mizukasil P-78D (silica powder from Mizusawa Chemical) was well dispersed in 400 parts of water added 
thereto. To the resulting dispersion being still stirred, gradually added was 200 parts of the aqueous solution (b) at 

10 room temperature to prepare an aqueous dispersion of modified PVA with silica. 6 parts of 10 % TC-310 (from Mat- 
sumoto Pharmaceutical) solution (B) was gradually added to the aqueous dispersion of modified PVA with silica, with 
stirring at room temperature, and a necessary amount of distilled water was added thereto to prepare a coating liquid 
having a solid concentration of 16 %. In this, the blend ratio of (A)/(B) was 100/3 by weight. Its viscosity was measured 
with a BL-type viscometer at 30°C and at 30 rpm, and was 680 mPa-S. After left at 30°C for 2 weeks, its viscosity was 

is again measured. The viscosity of the stored sample was 1 .05 times that of the fresh sample. There was little viscosity 
change, and the storage stability of the coating liquid prepared herein was good. Next, the PVA-containing coating 
liquid was applied by hand onto a polyester film having a thickness of 50 u.m and a degree of transparency of 95 % 
thereby to form thereon an ink-absorbing layer. The amount of the coating liquid applied was so controlled that the dry 
weight of the layer coated could be 15 g/m 2 in terms of the total solid content of the liquid, and could be 2.6 g/m 2 in 

20 terms of the total of the solids PVA(A) and TC-310(B) in the coating liquid. This was dried in a hot air drier at 70°C for 
10 minutes. The thus-coated film is a recording sheet for ink-jet recording systems. This was tested for its properties, 
and the test data obtained are given in Table 6. 

Examples 2-2 and 3-2: 

25 

[0090] Different types of ink-jet recording materials (sheets) were produced in the same manner as in Example 1 -2, 
for which, however, PVA and the ratio of (A)/(B) in preparing the coating liquids were varied as in Table 5 below. These 
were tested in the same manner as in Example 1 -2, and the test data obtained are given in Table 6. 
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Comparative Example 1 -2: 

[0091] A comparative sample of ink-jet recording material was produced in the same manner as in Example 1-2, for 
which, however, PVA and the ratio of (A)/(B) in preparing the coating liquid were varied as in Table 5. This was tested 
in the same manner as in Example 1 -2, and the test data obtained are given in Table 6. 

[0092] From the data in Table 6, it is understood that the samples of Examples 1 -2 to 3-2 are, though processed at 
a low temperature of 70°C, all better than the comparative sample of Comparative Example 1-2 with respect to the 
water resistance, the ink absorption and the blur resistance. In particular, the sample of Example 2-2 is the best of all. 



Table 6 





Ink Absorption (sec) 


Blur Resistance (times) 


Water resistance 


Example 1-2 


5 


1.8 


B 


Example 2-2 


3 


1.5 


A 


Example 3-2 


6 


2.0 


B 


Comp. Ex. 1-2 


3 


2.3 


C 



[0093] While the invention has been described in detail and with reference to specific embodiments thereof, it will 
be apparent to one skilled in the art that various changes and modifications can be made therein without departing 
from the spirit and scope thereof. 



Claims 

1. A water resistant composition comprising a uniform mixture of (A) at least one polyvinyl alcohol selected from 
modified polyvinyl alcohol containing from 1 to 20 mol% of a-olefin units with not more than 4 carbon atoms, 
modified polyvinyl alcohol containing from 0.01 to'1 mol% of silyl groups, and modified polyvinyl alcohol containing 
from 1 to 20 mol% of a-olefin units with not more than 4 carbon atoms and from 0.01 to 1 mol% of silyl group and 
(B) an organotitanium compound having a chelating ligand, wherein the blend ratio of the component (A) to the 
component (B), (A)/(B) falls between 99.99/0.01 and 60/40 by weight. 

2. The water resistant composition according to claim 1, wherein the component (A) is modified polyvinyl alcohol 
containing from 1 to 20 mol% of a-olefin units with not more than 4 carbon atoms and from 0.01 to 1 mol% of silyl 
groups. 

3. The water resistant composition according to claim 1 or 2, wherein the a-olefin units with not more than 4 carbon 
atoms are ethylene units. 

4. The water resistant composition according to any of claims 1 to 3, wherein the organotitanium compound (B) is at 
least one selected from titanium lactate and its partially or fully neutralized salts. 

5. A coating agent comprising the water resistant composition as defined in any of claims 1 to 4. 

6. A thermal recording material having a coat layer of the water resistant composition defined in any of claims 1 to 4. 

7. A thermal recording material according to claim 6, wherein the coat layer is an overcoat layer. 

8. A recording material having an ink-absorbing layer of a composition as defined in any of claims 1 to 4. 

9. An ink-jet recording material having an ink-absorbing layer of a composition as defined in any of claims 1 to 4. 

10. The recording material according to claim 8 or 9, wherein the absorbent layer is a coat layer. 
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